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US 2004215028 Al 20041028 US 2003-666565 20030919 

PRAI US 2002-411847P P 20020919 

OS CASREACT 140:287535; MARPAT 140:287535 

AB One aspect of the present invention relates to methods of preparing 

enedialkylidyne complexes, enediynes, and alkyne metathesis catalysts, as 
well as methods of catalyzing alkyne metathesis reactions. The present 
invention also relates to methods of activating enedialkylidyne complexes 
for metathesis. The present invention also relates to enedialkylidyne 
complexes. Thus, iodination of molybdaziridine with 12 in Et20/pentane 
followed by treatment with phenylacetylene gave 86% [ (3, 5-Me2C6H4 [i- 
Pr]N) 3Mo (HCCPh) ] + [I]- which on sequential treatment with Li HMDS, 
2-phenylphenol, and diphenylacetylene gave 61% enediyne, 
(E) -1, 2-bis-phenylethynylstilbene . 
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TI Enediynes via Sequential Acetylide Reductive Coupling and Alkyne 

Metathesis: Easy Access to Weil-Defined Molybdenum Initiators for Alkyne 
Metathesis 



AU Blackwell, James M. ; Figueroa, Joshua S.; Stephens, Frances H.; Cummins, 
Christopher C. 

CS Massachusetts Institute of Technology, Cambridge, MA, 02139, USA 
SO Organometallics (2003), 22(17), 3351-3353 

CODEN: ORGND7; ISSN: 0276-7333 
PB American Chemical Society 
DT Journal 
LA English 

OS CASREACT 139:2 61387 

AB A new synthetic route uses the reductive coupling of Mo (IV) acetylides 
toward the construction of both enediyne mols . and trialkoxymolybdenum 
alkylidynes, the latter being useful as alkyne metathesis initiators. The 
molybdaziridine hydride complex Mo(H) (ri2-Me2CNAr ) (N[i-Pr]Ar)2 (Ar = 
3, 5-Me2C6H3) , 1, readily prepared from MoCl3(THF)3, is elaborated in three 
generally high-yielding steps to enediynes and/or metathesis catalysts. 
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AN 1989:554006 CAPLUS 
DN 111:154006 

TI The synthesis of trans- (Me3CO) 3W. tplbond. CCH: CHC. tplbond.W (OCMe3) 3, 

cis,cis- (Me3CO) 3W. tplbond. CCH: CHC. tplbond. CCH: CHC. tplbond. W(OCMe3) 3, and 
related metal-capped ene-ynes, and evaluation of them as catalysts for 
preparing polydiacetylenes 

AU Krouse, Steven A.; Schrock, Richard W. 

CS Dep. Chem., Massachusetts Inst. Technol . , Cambridge, MA, 02139, USA 
SO Journal of Organometallic Chemistry (1988), 355(1-3), 257-65 

CODEN: JORCAI; ISSN: 0022-328X 
DT Journal 
LA English 

OS CASREACT 111:154006 

AB Reaction of 0.5 equivalent of trans-5-decene-3, 7-diyne with W(CEt) (OCMe3)3 
yields trans- (Me3CO) 3W. tplbond. CCH : CHC . tplbond. W (OCMe3 ) 3 (I) via the 
intermediate trans- (Me3CO) 3W . tplbond. CCH : CHC . tplbond. CEt while reaction of 
1 equivalent of cis-5-decene-3, 7-diyne with W (CEt ) (OCMe3) 3 yields 
cis , cis- (Me3CO ) 3W . tplbond . CCH : CHC . tplbond . CCH : CHC . tplbond . W ( OCMe3 ) 3 (II) 
via cis- (Me3CO) 3W. tplbond. CCH:CHC. tplbond. CEt. Reaction of addnl . cis- or 
trans-5-decene-3, 7-diyne with either I and/or II results in decomposition 
Bipyridyl adducts of related metal-capped oligomers have been prepared and 
are more stable, but they are too insol. to serve as intermediates in 
polymerization reactions. Reaction of 0.5 equivalent of 1, 4-dibutynylbenzene 

with 

W(CEt) (OCMe3)3 yields (Me2CO) 3W. tplbond. C ( 1 , 4-C6H4 )'C . tplbond. W (OCMe3 ) , 
while reaction of 1 equivalent of 1, 2-dipentynylbenzene with W(CEt) (OCMe3)3 
yields (Me3CO) 3W. tplbond. C ( 1, 2-C6H4 ) C . tplbond. C (1,2- 

C6H4) C. tplbond. W(OCMe3) 3. Addition of 4 or more equivalent of 1, 4-dibutynyl- 

or 

1, 2-dipentynylbenzene to W (CEt) (OCMe3) 3 results in formation of a yellow 
intractable product in less than 50% yield. It appears that either 
instability or insoly. of the growing polymers in this general class will 
limit their utility as catalysts. 



